General Methods. All reactions were carried out under an atmosphere of nitrogen.
MHz for
1 H NMR and 75 MHz for 13 C NMR on a Varian spectrometer and are referenced to the relevant solvent peak. Spectra are obtained as a CDCl 3 solution unless otherwise stated. 13 C NMR assignments (s, d, t and q) were made from DEPT experiments. Silica gel chromatography was performed using Merck GF 254 flash silica gel packed by the slurry method. Small scale separations (<2.0 g) were performed using either a 10 mm or a 20 mm diameter column, and large scale separations (>2.0g) were performed using a 50 mm diameter column, each with the stated solvent system. Melting points were obtained using a Gallenkamp MF-370 capillary tube melting point apparatus and are uncorrected. Specific rotations were measured using a 10 mm or a 50 mm cell, and a Jasco DIP-370 digital polarimeter. They are reported by the following convention:
optical rotation [10 -1 .deg.cm 3 .g -1 ](concentration, solvent). Mass spectra were obtained on a VG Quatro mass spectrometer (low resolution), and on a VG Autospec mass spectrometer (high resolution). In all cases exact masses were obtained in lieu of elemental analyses, and 1 H and 13 C NMR spectroscopy were used as criteria for purity.
Pyne SI-2
(1R,7aS)-1-[3-[(4-Methoxyphenyl)methoxy]propyl]-5,7a-dihydro-1H,3H-pyrrolo[1,2-c]oxazol-3-one (11).
The carbamate 10 (663 mg, 1.643 mmol) was dissolved in toluene (60 mL) then NaH (290 mg, 6.04 mmol) was added. to give a black oil. Pure product was obtained by column chromatography (increasing polarity from 5 % to 10 % MeOH in DCM as eluant), which gave the title compound (356 mg, 1.055 mmol, 84.7 %) as a white solid. Two isomers were present in a 3:1 ratio.
An analytical sample of the major isomer was isolated by preferential recrystallisation from hot DCM (40 mL) and pet. sp. (5-10 mL), which gave 177 mg as colourless needles.
Pyne SI-3
Alternative method:
The oxazolidinone 11 (106 mg, 0.349 mmol) was dissolved in acetone (3.3 mL) then H 2 O (1.8 mL), AD-mix-β (492 mg), (DHQD) 2 PHAL (11 mg, µ14 mol) and methane sulfonamide (66 mg, 0.822 mmol) were added. The mixture was stirred at RT for 6 d, then Na 2 SO 3 (1.5 g) was added and the mixture stirred for 20 min. The mixture was poured into water (40 mL) and extracted with DCM (3 x 20 mL). The combined organic extracts were dried (MgSO 4 ), filtered and evaporated in vacuo gave a semi solid.
Column chromatography (increasing polarity from 2 % to 10 % MeOH in DCM as eluant) gave the mixture of title compounds (54 mg, 0.160 mmol, 45.9 %) as a white solid, and recovered 11 (48 mg, 0.158 mmol, 45.3 %) as a clear oil. 
(2R,3S,4R)-2-[(1R)-1-Hydroxy-4-[(4-methoxyphenyl)methoxy]butyl]-3,4-

bis(phenylmethoxy)pyrrolidine (17).
The oxazolidinone 14 (410 mg, 0.792 mmol) was dissolved in MeOH (8 mL), NaOH (200 mg, 5.00 mmol) dissolved in water (2 mL) was added. The mixture was placed in a teflon tube with a 100 bar pressure cap, then heated in a microwave reactor at 110 o C for 2 h. After cooling the mixture was poured into water (50 mL), then extracted with DCM (3 x 30 mL). The combined organic extracts were dried (MgSO 4 ), filtered and 
(2R,3S,4S)-2-[(1R)-1-[[(1,1-Dimethylethyl)diphenylsilyl]oxy]-4-[(4-methoxyphenyl)methoxy]butyl]-3,4-bis(phenylmethoxy)pyrrolidine (18).
The amino alcohol 17 (326 mg, 0.663 mmol) was dissolved in CH 3 CN (8 mL), then imidazole (100 mg, 1.441 mmol) and tert-butyldimethylsilylchloride (255 mg, 0.928 mmol) were added. The mixture was heated in a sealed tube at 65 o C for 3 d, then poured into sat. NaHCO 3 solution (50 mL) and extracted with DCM (3 x 30 mL). The combined organic portions were dried (MgSO 4 ), filtered and evaporated in vacuo to give an oil.
Pure product was obtained by column chromatography (increasing polarity from 2.5 % to 7.5 % MeOH in DCM as eluant), which gave the title compound (469 mg, 0.642 mmol, 96.9 %) as a clear gum.
[α] D 24 : +3 (c 1.2, CHCl 3 ). 0, 127.3, 127.4, 127.4, 127.5, 127.9, 128.3 (d, Ph) 
(δR,2S,3S,4R)-δ-[[(1,1-Dimethylethyl)diphenylsilyl]oxy]-3,4-bis(phenylmethoxy)-2-pyrrolidinebutanol (19).
The PMB ether 18 (484 mg, 0.663 mmol) was dissolved in CH 3 CN (25 mL), then water C3 and C4), 127.1, 127.4, 127.4, 127.4, 127.5, 127.7, 128.0, 128.3, 129.5, 129.6 (d, Ph), 133.5, 124.3 (s, SiPh), 135.9, 136.0 (d, SiPh), 137.8, 138.8 (OCH 2 Ph). 
